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The Effect of Structural Faclors on Conjugation
Phenumena, 1. The Mobility of Hydrogen Atoms in
Cyciic Ketones of varlous Structure, A. N. Nesme-
yanov, D. N, Kuzsanov, K. A. Pecherskaya, and Z. N,
Parnes. Livestiya Akad. Nauk 8.5.S.R., Otd. Khim
Nauk, No. ¥, 8¢ 171948 Husstan), o
Neavy water wan used for the substitution oD for K in the
o position in cyclic hetonexn. RKuch substitutions are correlatnd
wiih the general mobitily of the 1t atom in the sequence
CH CO - that must be regarded as a system of conjugated
bonda ¥ -C- C=0, analogous to the xnown C-C-C-0. Tnus,
in cyclohexanone all four o hydrogens, and in 3:2.6-171-
methylcyclohexanone the unique a hydrogen, are replaced,
whereas in the bicyclic camphentilone the reartion is forbid-
den on account of the presence, in the @ position, of the foot
of the - CH,- bridge. In the procedure adopted the substance

(ST R AL AL [ k]

(nvestigated was heated (for 30 10 70 hr and In the presence
of K,CO,) with water containing a known quantity of D,0. The
reaction product, segarated {rom water, was analyzed by
and the formed water was tested for D content by
method. 1n this way the nu
atoms replaced was determined, and the result was C
by the D defect in water separated {rom (he reaction product.
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cmmw\ouas»m.ﬂ.w - Alcohols, Rescticng of wo.v 48
With Allyl Pyridine Chloride
Chemiotry - Alkoxy Groups

"“The Interaction of Allyl Pyridine Chloride nnd
Alcohol,™ D. N. Kursanov, O. M. Shemyekine, Inst
Qrg Chem, Acad Sci USSR, Moscow Textile Inst,

3 pp
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It has teen established that en elkoxy-methyl
radicel chenges places easily with hydrogen in
the hydroxy group, resulting in trensformetion
of elconols. Attempte tn find "if this resction
A 36/49T1h

comw\oumﬁmﬁ,q - Alcohols, Remctions of Sep L8
With Allyl Pyridine Chloride
(Conta)

cen be extended to guaternary salts of smmonia
with other radicals. Finds that allyl redical
and alkoxy-methyl radicels of quaternery ammonia
salts behave in the seme Tashion during inter-
action with alcohole. However, in tbis cass,
yield was only a little over 10% of the thecoret-
icel. Submitted by Aced B. .p Kezenekiy,

13 Jul 8.

s . 36/49T1L

CIA-RDP86-00513R000927810003-1"

03/13/2001

APPROVED FOR RELEASE



L]

RIS

WLy uy e

R T

aTLO Ay Niga

Savias ey

DP86-00513R000927810003-

T S O R LR RS

i -
W W,

TEV Y ang AL ter gy b gy

Exchange reactions and cleavages of the quaternary
ammonium salts. 1. Reaction of quaternary smmoniwn
salts of the type ROCIL,N X with carboxylic acids and
thelr salts. V. N. Sctkina und I, N, Kursinov.,  {sesl,
Akad. Nusk S0 N K., Ol Khm Nauk 1949, 1107,
o, L'..-L 42, 4022 - Quaternary amsuonium salts contg.
the ROCH, rarbical react with salts of carbosylic acids, *
viclding alhosymethvl esters, while the free acids yield
eslets without the alhovynnthyl group, the CHLO residue
beang chiminated as polyosymethylene, Heating 25.2 ¢,

|- thutovy e thylquinelinium chloride und 8.2 g, dry Na-

OAc 3 hra. at 1-70° gave T2 But)CHO A, by g 11%-
10°, by 167 8%, d2e 0 0I0N, it 14010, and quinaline.
Similarly, 1-tehovlovvmethvDipyeidioinm elogide ot 180
200 gavt o, decyioaymethyl aictate, by, 1067.0°, 4y

0.9072, sy 1.4301. l-('l'elr.uln'ylu:'ynu-(hyln-ymllumm
chloride similatly (150-60°) giave T letrudecyluxymethyl

R tate, by 211 °, d2° U896, 1P 1.43W). X Heating 13.‘8 g.
! ';I-Zbutulymnhyl)quinolinium chlocide with 0.2 g. PrCO,-

s Na 2 hrs, to 1:-5)° at a wates-pump vicuum gave 755
P'rCOZCH O Bin, by 81°, d3® 0.0200, n3? 1.4147, while Am-

. COyNa at 190-200° gave 6955 AmCOCH0Bu, by 131.5°,

d* 0.9121, ny? 14210, from l-(bululymcthxl)pyrldhlium
< chloride; the latter and NaOlz at 180-200° at a water-
pump vacuum gave B30CH0Bu, by 188°, di® 1.0440, s
1.4030. Substitution of 1.(decyloxymethyl)pyridiatum

} fl. Ilos SETALLLEGK AL LitERatyrr TLAMUFICATION

Ye 44 v-
o
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chloride (200 30°) in the above gave 8460 decylosymethn!
hemzoale, by 2200-837, 10 L0501, w1 ATTH. T-(Hutovy

wethyDpyveidinmum chioede (162 g aod 8.0 g, IHCH

CiOsNaalter Thes at L3 40° gave 5707 PACH, QO CH A
Bu, by 3 133° by iT 5 K57, d30 LA, mit 1 41, iy

lrolysis of the prosfucts by dil. HCEgave ROH, CH ), and
the corresponding acids.  Heating 22 .5 g. l-(lnum,mrlh-
vhquinolinium chloride anid 5 g. AcO to L3504 7 e
gave H7LL HaOAe, while PrCOH at 1% 80 gave PrCo..
B, bt Deevlovwmethivl pyridminns chlorede and Amd.
I at 150 07 gave o O, by 1IN,
A LR df s o, 2000 UL OCHAL tm, by,
DES-T47, A2 P 0K, md? T 1 LSS, and 2 5 g, (Cu W0,
Cliy, by s XR2-5%,d10 2 08450, n82 ¢ 1. 4i00) {the peevious
derive, gave CHYO polymerson distn ). t-{ Butovymcthyl) -

. quirolinium chloride amnd PhCHCOSH in 6 hrs. 4t 10

S0° gave PACHCOWBu, by 13540, di® ey, g
FAOOS (0562).  Hoaving - thutovymcthyl quinolinium
chioride with AcOH in AcO) (to insure anhyd. ennditions
Bhrs. at 130 60° and 8 hrs, ut 1603 gave 8174 RuOAc.
BuOCH;0Ac (17 g.) and 18 2. AcOIL heated 3 hrs. at
I05-200°, with recovery of the volatiles, fave T30
(detected an the dimedon deriv., ni. IN0%), 3007, BuOAc,
G ML Kowolapoff

1
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fopination of an ovoriun deryy. at the O of the exter afltey

cleavage of the R group froum !hr quaternary cﬂmpuund

IvV. Mechanism of the reactions of quaternary ammo-

. 3] 0 SN Nt M v N. Kur-
Exchange and clsavage teactions of quateinary amnio- "'“""Tv““;,:,lhﬁl‘ml‘:;l' l.‘\",h,,‘_ '“‘le!\:‘: ": f . ._,',' N
plumsalts [1l  Reaction of quaternary ammonium salts “ e aned 15 fe at 100 20 gave SN dovene, -
with esters. 10, N Rursmov el Vo N Sctkiua. Irvest. Ter AN Mr eyl ether, lny 1 5, LY 0 NED, ag

Akad. Naek S SR Oudel KA. Nuuk 1049, 074 5, W A e dd Lhor, e oSH TV, o110 1 NINS
EOY I A ¥ TSR I-(th-nnlrlhﬂn|u|u--hni‘um -hlu\} :‘:.:. |'||";| ' ;;|'umll ::!;vllll :.1\-,"._|\r‘:- i:. i} |‘|,.' “l'. P TUIN U '

ehde (i g b and Jag PHOAC D heo b 150 07 give 3 L e b 122 I Mo advd dher, b PTRTERRTY

g KON wnd an g BHub b (0 by s well s wennt ||, \l'l.‘.":;“ '| ‘“J‘".—_‘:..' 'l,:‘“) :lhr:‘_ f,‘|-": [T ‘| Vv -\ '.n,\'

quluul:m' {-(Il.. Mvymelhy. l’)r'l,tlll“il:ll Chlerade At g a0 _»'.,,',.-_' agr b Meatg 020 u‘ \ 'h“.“”"".h'

i-ml 120 g l;'l-tl'»f\‘ DA ""‘.' Rave l'.,” ‘Z,I " yitpyesdunum ohlonnde amt N0 PHUILOIE & hes 1
OAc snd 12500 oyl aactute, by.s 1IS-10 o i | 2 e s HCTE ORIy, 1157 BaOCTEh

EtOlls (32.3 g.) and 28.4 &, 1-beusylpyridinium chloride e Mt M PRCHAN C AT LRI T .

R o : P 1200 Hutd(P'hd HA Clly, e 1E% 107, NTLANTRLINT ML b

" ?{hu. at _H).);-nb gived g pytiline, 1.5 «. BeOH, and LIt and 4.4 g (PRCIL,00 the reandue cont aned

6% BaOCHPh The reaction probubly pruceats by bearylpyridinium fon, shown by the purate, m. 117 1x "

The results are discussed i terms of formation of th

prosiucts through oxoniwm derivs. furmed from rahical

cleavage of the quaternary walts G. M. K.
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Influence of the atructutal factors on canjugation phe-
nomena. L. Mobility of hydrogen atoms in various eyclic
ketones. A. N. Neawmeyanoy, L, N FRABOY, K. A
Pecherskaya, and £, N. Parnies (lnstT O g. Uhiin,, Mon- -
cow). dzest. Akad. Naxk 5.5.5.K., Otdel Khim. Nusk
1049, S22 T.-'.!.‘.’.(\-Ttiu\c(hylcyvlnhex.\nonc completely
exchanges one 1 foe 4 1) aton after 70 hrs. at 1305 m
apichied HiO vyclilietanone crchanges 4 H oatoun foe
1) atos w50 hrs. at Ry, S;umli..’nldn-.\u-ﬂ-mnr \-
changes between t and 2 Hatoms fur 1) in T hre at [ RILIN
N enchange takes place with camphenilone v catnplud -
unone thivs is caplained by nutievistence of conjug tion
t twegin the UL grotipy and UL, which follows ftann ety
sule. 11, Mobllity of hydiogen atoms i acetylacetone
and its cobalt and sluminum saits. A. N. Neeyanny,
Rursanov, T. A, Smolina, and 7. N. Parnes.
ibid. son-600,~- ClsAcy kept 70 hrs, at 17° in O en- |
richet with 11O in the presence of divxane showed ct-
change ol 211 (within 13} foe 3 . The Coualt and the
Al salt show no enticharent by D. The resuft is vaplattted
on thie Deisis of imponsibility of conjugation of tte gewlial
CH bond with €O due to |n‘r;x'|ulwul.ui|y of the anes of
the CIU link and that of the w-function of the CO grosip,
as well as to Favuakit's tule (C..1, 38, anguh), which
forhutds sllvne fonnation d-tnember Tings. O MW
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o ! Resction of quaternary ammonium salty with ethers Vi
Dokidy Ak o

1. N, Kursawv amd V. N. Setkina.
Nauk S.5.8.R. 68, 847 -Dnoinin). SEOCHL PR (LS g

[
[ ]
I

al -
o0 ‘i and .58 g, 1-benzylpyridinium chlonide after 1 hirs at
o0 | 1) W° gave 87 £ anreacted ether atid 185, e
gl Clig) O, bie 1724, aml the acidic ext. gave 8 beunslparalia,
L 2 % iudatel as the purale, m. 13785 Mo (1 g and
(X} ‘E; . t I~Na~yhuvmclhyl)p)mlin'mm chbomnde (10 g+ w5 s
”-; At (9200 gave 118 g unfeacted Badd, 1 dad
o0 .- toride, D 108-58% 04%  Cull i fwhClL, b .
'YL LI b, dre0 RATY, wip 14120, and 55 50, ot
el b e die 08EGE, atr L4410 bl PhCHS i
L L 4 PR and Bud) gave umdee the alweve comdhitoms 1Y, tr!
PY Rl CPRU T amd 250 p-bemsvl NV dumethvianitin, b {o
o 1N 17, 030 LOE, ayp Lol PhteMe ol b benest
o0 i pyridinium chloride in R hrs, at 12K L Lin', el
oo P ROCT 2, b 1077, and 80 of mived 4 Ayl whiph, nyi . -0@
v methane, m. X2 257, and & methoxydaphonalmthan, w s
o K1®; the acid et contained |~lmuvl|f\uv|m- L dentitienl o0
s the plerate, m. LIs® The wee of PROEEn the atmwe o
-gave 8270 PROCHPH, aned 0% aae] 3 hvdiowah NEPY )
phenylmethane andd the KO derive, as well as o ittle ST
'hOH. . M. RKennbapot! ) N
e @
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Eachange reactions and cleaveges in the yuaternaty ani-
moaium salt group. VI. Reaction of aalts of alkoxymethyl-
pyridinium with henols. V. N. Setkina and D. N. Kur-
wnay,  Jored. Thad. Nowk SS.S.R., Otdel Khim. Nauk,
19350, anb-d; oL Ll A2, ML 48, KTe. - I'Aenls aml
alkox ymeth v pvesdimine saite yichl, a» ptimary prosluets,
pheay! albal formalsg acouidagy  feactiots ytdcl dialkyl fotinal
formals, phenolformaldehyde resing, and ahiphatic alcs. ,“':"' (l'::l‘:‘,;'kgﬁlk;-;lywl. 1o, Heatng 4.9 I3
'Illw diatkyl '('l"‘ln(‘)“)(:l;;l“ with ATOH, Y"‘dl?‘lh RUI:‘F"-I 15 phﬂ"ﬁ’“mu;dr)‘:yz:‘; .::‘ ].(",),u,' kave 548 BUON and
e resins.  (Pht)y 1 appears '? "“-‘..',' pyridine- Heating 3.9 2. PhON esi); 2-naphthol reacted » milarly.
HCEyLaan jonchain reaction mec y pre ted e phs and 10 g didecy] formal 6 hrs. at 1)
addduicts which cleave into PhOH and PhOCH, ions, the UKI'M.i“.‘.‘;.I ‘,l(-' Jﬂ_\V/ :1; INIE G, Dy 146, Y 143N, e
+ W W ® A A KI5, wind 2.6 g, 3 k G . , o
e cansn o e 8 yeie 0 fosh by G ok L R
tethylipytidinimn chlorile and 25.2 g, PROH 70 min. to :‘f“l'l','.‘f,-;f!,'; formal (10 gy with 2.5 g wytdine-1CY 10 hrs.
1oy 6% gave B g U0 (Bt RCHy, 14.0% BuOCHOPK, e 5-202° gave 1.5 g NaOH -l toun, 365 PROH d
Ty 127 B0, (D3 DATSL, my® AN, T0CG resin, and ai wn: T K. resinons sesidue after distn. of the PROH. »an
atated amt. of pyridine1ICY 6 s, at IND-4° gave 107, GOMLK
Wati], 5705 1 H0ORClL, sme vvlh!inc. wivd 80750 tosin, A
I-(.!n-ylmvmulw!.ll\yﬁ-lhnum chimide yieldal, sinulaly,
i | hr. at L-50° 8% PhOH, 8% decy! chiotide, 4.8%,
decy! ale., 305 decyl Ph formal, biow 187.5 8.0%, »p
PATS0, dbie nadne, 57.5% didecyl formal, be 208- 10°, wi
140N, 2% 0 SIX, and 625 resin. 1< Tetrnutecylow-
methyl e salog gase 920 ditetradecyl formal, w. 12 2,57,
et W resin. 2Naphthol (% g} amd 0.9 ¢ T{tetra-
decovytethyl mveidinium. chloside jn 10 hrs. at 10 -60°
gove WSO litetr wieeyl formal, pyridine-HCl, und an un-
stated yicl! of rosn;  L-naphthol gave 905, of the above

PhUH und
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Effect of structurel factors 08 conjugation phenomens.
1. Mobility of hydrogen atoms in the dibenzoylmethane
/mohcuk. D. N. Kursanov, 7. N. Parnes, and T.A Smole
ma. [eest. Akad. Nouk 5.5.5.k., oudel Khim.
m2-17; <. C.A. 44, a017d.— Hrating B CHh
enriched with DO 20 hrs. at 19° gave no DA exchange.
ut in divnane-D4t3 an exchange of 1 H ey foek place’
LI P 40° somen bt over 11w

V
nd at 100° alinost 2 1 exchange xvuts. rhyNU
1alc., and fumark

alter 20 hirs. ot 0

changedd, a

gives similar resulls. Stearic acid, myfist
acil give only fractional exchange with
aldn. of diozane the excha i
resulits are interpreted 88 heing

jneoly. of the given compounds

/ /
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ge reactions of th i .

Reaction of salty of
kyl others of henols, N

LAl = ST T TN,
and VN Setkina, Lzvest. dkad, Nunk S8R, Oudel.
K, Nauk 1950, 654-8; of. C.d.45, ﬁf’ﬂlg.—”m!inx 283x.
l-(df:cylnwmvlh)'l)pyridiuium chlaride with 38.8 . BlOPy
e {ag 180 .057 (scaled tube) gave oy R. EtOPh, | g. decyl
chlmMu, 4.0 g, decy) ale,, by, 125°, nip l.‘l.'iTH, (e VK380,
2 g, I’Ix()(,'”,()('ml/n. by 200-5°, nip 1.4768, (3 0.0210,
and 7 g, (C,n”nf)),fll:, by 292-4° nie L4420, [P 0.4152;
some 5.2 o 8770 _N.'rr:nl-j"Wu-xl«lth}‘z!c TESIN Wy secnpedd
from the residies, (I¥urnxym«.-(hyl)p_\'ri(linhun chlogide )
00 1) withy 19.2 ¢ AeOp) ¢ hrs, at jog.50 gave 1.4 g, .
BuOll, 1 K. (Hn()h(flh, by 178 828, b, i AR WP

a3 0 &=, g £ tnkuay subsiance, Py 45 750, ad 77

o0y o, lml»!nrmnldv'hydr resin, Heating . .
. (CMH:,(‘,‘,O with 30, PhOTL 6 ys 10 180 cons b A

decyl al- and 2.4 gy, KTLIT NTR YN was elastie oy tst, thes,

Mardened oy AMemptel digey e farn of bheiol foy,.

alilehyde resin, Heveo (1 Piridinimg .y, witilegy

transetlerir;. RRSEIITIN e phoapsay “thers, vi Iing Turies)e,

swhich imet-Loe ang (fep 120t with the fetmation of ..
polymerie resine. The Fiactinyg of phenals angt o their
ethers vt satty af (,1ii:!y\vmrh-\'!,‘m'ridi:'iw'l m g
mmlﬁ;;rvm.. Lo M Loapad
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KURSANOV, D,N,, KABACHNIK, M,I,, RAVERZNEVA, Ye.D., PRILEZHAYEVA, Ye. N., SOKOLOV,N.D, [l
and FRUYDLINA, R, Kh.

“The Current State of the Theory of Chemical Structure," Usp. Khim,,
19; NO.5, rp 529"5104, 1950

Translation W16104, 30 Dec 50
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KURSANGY, D. N,

N. N. Mel’nikov, A, 5, Zabrodfna, D, N, Kursanov, and A, K. Ruzhentseva

"S,. 5. Nametkin's Work in the Ficld of Petroleum Chemistry,” Uspkhi Khimii, Vol. XIX,
No. 6, 1950, pp. 687-672
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Zopiskt Meskao, Gasudardt, Unie. im. 3. V. Lomanosor
Yo, 132, Org. Kiim, 7, 66-61(1950).—See C.4. ¢4, 30174.
Nyt anm:ycnmmumhmqmom«w ) ) .
g i scatplictontiet. 7. N, Paras, ] e T AT =L LA
N Kursuay, T K. Smoliescend T K Pors vitag w0 (from BOW), i {Slght, then trexted with
of ketanes of diffecent confguratioas - Qiaxane-80y in (CHLClynad e veg. rotvent, fitered aod .
X, A. Pecerskaya, and g 13, 6a-T . aq. BaCOy, boiled tu axpel the SIE PPN i HO end
of. C.A, 48, 670%a.~To 5L g s d-one {nt 150 evapd, gave 8% Ba Lradfond ¢/ Fonct s o-rimetkobel-
1. Ets0 was sawly added i:g‘ g. powd. NaNH¢; afltes warm PhMe, Sumilatly was L& d as s ralt dikydraie, !
temin : to expel all NH,, the soln. was treated with 58 . C'-L”a"!t.ulancml‘{i)mf: acdéhm ‘ ¢ cimvhenyb“" failed to°
Met, ﬁim. with HO, zad the org. laye? sepd. and wuhu‘i: i HO at

HCL was

of McOND
. ith ice cualt 4 a4 slow stream C ]
101-2°, 028 14840, dy 0. (5 ¢.) in BtQ was treated with . Jdeveloped along with teq. C
teeated with 7.4 g. diaxane-Be (x Et:0 and after 2-3 min. over G hrs.; a green oy O lope e CRClopets.
vite colorless sclis. was washed witls Na¢COy and distd, yicld- 0de. ‘?"g’i"e.“; reaction g 2_3'6_‘,;,“&},,4.1.4(&1:(:4“!.‘
tng 0. g. unreacted muterial and 605 F-brama derv, 1, ether). Sur 3561 G-gitrosa derde., decatap, 13-135%
e 100-19, 033 15210, dpe 1.3270,  Sicuilar reaction of 7 g, tu at {5-?;0 e At react with McONO. The lack o
spiro{4.G]lccan-6one with 113 g, dioxave-He gave 72% Camphenylor his substance is acribed to jmpossibility
7-bramospito] { S)decanb-ane, m. 47-8°, which decotaps. ga reacsivity of this s the CO and the adjaceat Ct{ link,
cxposwie o air yleiding  iBr, 2,46 Tristbyl-t<cyclo- canjugation betwesa the = G, M. Kowlapell
hgvauone, b, 178.5-0.6°, sy 1.4493, witly 6.5 g. dioxaae-
_iir_sunilarly gave 80% G-bromo deviv., m. 37-8°, Cam-
U hidnyloae falléd to” react with T diexaue-Bir: after- @ -hES. - — oo
refluxing in EnO. 1 (349 g.) acd 0.4 g. My it EGO T
vichted 1 Grignard reagent which treated with COs gave
619 methyhplcadecarone, by 85°%, % 1.4830. Addn. of
10K 12, CS{NiIyk to 1,15 s 7-liromospisof4.6]decan-G-one
followed by wanuing led 0 o vigutous reaction which was
accumipunied by gas evolutios; treatinent aof the coaled
A imre emama snlely I A SRS a1 § P TTET !N!"z ,.ﬁﬂ,l’”,"""l"ﬂ"

Pthae™) | 1 et coned.
dist. gave 87 7-amkjsfiull.5llmu~6-ua (1), bu ronct with dioxane-SOs81 2g)in
6813. This
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Bltkunqc and cleavage ceactions of quaternary ammoniun
salts. VIII. Reaction with alcobols and phenols of sub-
atituted ammonium salts with a benayl redical. \. N.
Netbinaand D ONC RKuesanov, Drvea, Aok, Nand S N N K
tdel. Khim, Nauh 1951, 81-0; of. C.1. 48, dX01g, KiQth, -
(hatesnary anumoninm sailts contg. benryl radiculs form
with alcs. or pheuots bensvl ethers of the cortespoiding ales.
ot products of exchung: of the motnle H of the p enols for the
PhCHy group bath b the OFH group as well as in the ortho
and para positions;  with naphthiols the reaction is predoimns-
nantly nuclear substitution in the ortho and para positions

"APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R0009

e fostel et dn ettt S it el csnilnn B i 0

whiose structure s utihtiown

)

sutlarky, 2NN L LU g
and 412 g D 6 s b IV 0T gave 20T unreactest
naphthol, 4175 L-hydroxy-s-bengyinaphihalene, ba. w 237,
123.56%, and 9.5 . viscous ol by 20 3107 composed of ses
ral products from which an estn. with Lgrome gave 1
“alix(), 1. 727, adentitied as [-hvdroxy-2 d=fidensylna phik. -

n in t A
mibicpeLOll, Heing 131 PUCHNMORClayd s bt i i e T w11 £ { ey ot 20
i 15% 410 0.0142, £18 LARSL. Similarly, 13.4x I-benzylpyric Bave 206 PROIL IS PROCIED, w b b 00
dinium chlogide (1) and 16 . Cod {nOH & hrs, at 160-80° I8CG mixed boueric hewssl ethors of beazylphoncis, Iy 220
b (" H F— 4 ~. 43°, M alinst pure p-bew R, amd 17F
- gave 76 PACHOCulln, by (1T7-K%, 41000881, mi? 14770 Aved doens viphemiis, Ty TI0 AL Kuoolapot?

2.CuliAM (24 4 g )and 41,2k TinG hrs, at 18 gave s wide
eries of fructions: 1275 unreacted naphthol, 806 Ldensyl-2.
hydroxymaphikalene, m. 111-11.5° (from 809 HCOMD,
brs- 30 225-4:2° (crude), aud 1.2 g. Caliu0, m. 180.5 90.0°,

27810003-1
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‘-"ﬁlih;mdecilar:camﬁéuﬁd:;,VU: ‘Bxebsnge roaction is ]

o : V;‘ S e n el tenu“fcd lrrme:miefﬂm Beavy isotsg e of hydra- SRR
o om " LT T Bet” DN, Kueanae, Vs V. K EEE'.!EEFV‘(""""_". ; ma WERPEPEINERRER -

Chomical Abst, - - - T Aot :(ﬁ{ ""‘_’ St _ "
Vol. 48 : : 3 :

A e e, el A !
104 of, CA, 46, |40, 76004, 48 ron :

N - ¢ - . Y -
- — — B - polyesicrification ceactions i€ was shosw thaf mice fiters
Apr. 10, 1954_ ) s ST . ,clm{:{:gc .'ru:éfogf.( (ak: place, Hydoogesstiog o 6By -
) L - S wraleate  wit airiched H over Id pove di £ (5O : "
Organic sheMStry . . [CCHIDL. contg. some 219 of the thenretioil conteat of . e
A . “This was heated with polyhiezamethyleue ol

crolten state 1G bry. ar 250* and (ke t
asd examd. for 1) content by the uscat {pin nithod.,
Seaw HE exchange taok place uuder (53 ahave sanditions, ! ° - E
RN o .. -With aw orfginal eatio in the nizt. of § mede deutirg esteefa R G
R - . chain gnit TO{CH,}&OCO{CI L%CO-} of the (nvyester chain,; . - v

. - L . G, M, Kenalapoff A4

swale i the!™
© was badated
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KERSANCY, &, M,

. i e ,_,.-,A_(.{)..,, R oo oL
' The mcchanlum,of the, gy¢ 0 reaction by means of
WL !E Z,n;r{«ka:yel Z‘. %,

ares ad, NVank 5.5 .

: » #u!erlum, 1.
) arnes, and 1) % f LS. K.
933, 6510-2; cf. C.A. 48, 3271c.—

. O Khini. Naw
It was previously shown that cyctization of 2-methyl-1,6-
hexadien-3-one in D-enriched H,PO; results in the entry
‘of D into the cyclopentenone deriv,, indicating the cor-
veetness of the lonle nature of the reaction as proposed by

- Nuzarov (C..). 48, ﬂlldz. fn which in the initial step D -
udds to the terminal C of the allyl group, The location of
the D In the product was now investigated, The dedtero-
2,4-dimethyl-2cyclopenten-1-onc, obtained as described
= ahove, was oronlzed, yielding HOCCHMeCH,CO,H,
which contalned subsmnlf.llly alf the D that was present in

the cyclopentenone, Thus the presence of D on the -, .
-0-, 3-, or G-positions ls excluded. Oxidution of the cyclo-

pentenone with Sc¢O; gave D-free 2,4-dimethyl-2-cvclo-

pentengs1,A-dione, m. 64-3°, Hence D must be prescut in
+ the 8-position, L.e. the methylene group adjucent to the

carbonyl. This shows that the cyclization is entered not by
{ CHy: CHCH,COCMe:CHy, but by its lsomer, MeCH:CH-

COCMe:CH,. No exchange of D occurs between the 3
syclopentenene deriy. and AcOH-AcQD. . _G. M. K. S
,’,’r«’j
+
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Hydrogen ‘exchange of ¢ clic paturated hydro i
e reaction witk sui!u?i:c sc&i"\"'ﬁ\‘“&“cl ) L i e
ST e st and AL E. Fibeoun :
e Tk wooaeeow), Ir sl dkad ] Naus 8
-+ Khing: plank 1954, 10316, of. C 4. qq,
c!:t_nge af evelic hydrinurtamns it the preaiice 4
| 180, was eLaml.  The DAIE exehitige s catered §
) ) y EIXI:':!:‘;‘&;\}V fcl 71{;_.\';!;1‘«‘;{4({71‘1:; which enntaia (q»{t 1V wteniig
T CHty b Lbdimetip D ang l-xm-th)l-hrh;&-ywl«!cm;:ua
tethiyleyuagentane), wd the cquly iy eadidediod 51 e
feag. i fow hes, No esclioge Gdes place with ois
o aud trans fonns of decabiydeaaphitluilonie. o mives. of
hydeocathons  which st wconduy amd tertiey ©
atedur, auly the lter reasce. Salutundadlv go exchange : -
wetits with eyelalicine. Lt-Bimuthyloeyel diccine dus :
dotg ted react, ueithor doed eyclopentane, Whots the ex.
Stlettge tukes plice, all FE wfon are vipudde sl evchange,
Lsamietization of sulstititad oyebadionimn e §y il fite
dEvimine - : ML Kenabat
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nprReattion mecmm‘:‘c‘( \5e cxdmm By moaas of dew
,terum, BT D N, Kdnsaae Z.N:. Pa

. Bagtnes, 1.1, Zaret

L kya, end 1, M iaiaree TN, U, Zelinskit Bust. Ory.

B m.
i, Acad. So, U.SS.R. Moscow). [mett, Akad, Nask 5.8

¥
’

' 5.R., Otdel, Khim, Nouk 193¢, 858-04; of, C.4.48, BU30h.
J 7 —Heating MG C{CHMes)]COCHCH{OMelM e with p-
L. MaCHSOH yietded MeC: C(CH M) COCI: CH M, b

¥ pa-3.5%, w1 1.4735, dw 08704, This cn eycliration with -
1 MaPQe (of. C.A. 44, 8307%) gave z-iwkra'pyl-c,s.t-lrimt&y!- :

|1 gayclopenterone (D)., by 115-12.5°% #

47719, dw 0.9245,

2 ahieh was then used for the study © D-H exchange by 2
. i hicg, contact with H\POq (9223) eariched with D; almost na

1T exchange was obiserv

1. DyPQy prepd. from 9.8 g,

) with thie eyclic ketancand & -
" cimilar result was obtained in a slmitar treatmeat of the .
¢~ lnizlal dicnone, The Lutter 94.4 g.) was ther treted with .-
O nttd 4.4 g. DO, B hes. st -

. 1*5p-1°, yielding I contg. 1 D atoe per mal, This was 620« -
mized ylelding HMCOH and Righer orz. acids, the latter

‘ ;‘yicldiug cryst, nden!cra-e«:ap!cpﬁf-{!..‘!dimdkyflﬂulim’c -
: c-

¥ acid, m, 48°, Oxidation of thls with

o :j,‘u-;‘:oprapﬂ-p,p-dim;'!waink -acid, m.

B0 gave adeatire.
134-56°. whick

" retained the same amt. of D as the eyelic ketane. A e -
. auism for the eyelizativn s presented which is consisteat

L with tho exptl, results,

- G. M, Kosalzpofl e
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AID P - 1118
Subject : USSR/Chemistry
card 1/1 Pub. 119 - 1/5
Authors : Kursanov, D. N. and Voyevodskly, V. V. (Moscow)
Title : §;;;w;;;~g;;;m;; hydrogen exchange between organic

radicals and ions

Periodical : Usp. khim., 23, no. 6, 641-653, 1954

Abstract : Hydrogen exchange of free organic radicals and of organic
cations 18 reviewed. Experimental data on the hydrogen
exchange of carbonyl compounds with D30y are compiled in
a table. One table, 38 references (19 Russian: 1934-54).

Institution : None

Submitted ¢ No date
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L e hydsagen oxchacege of gaturated katades with”
St geide, Di N Kursanoy and V. N. Setleins (N. D. Zelinskil »
: - i inst, Org. Chem., 94, USS.R.. Moscow)., Deklady :
¢ Akad, Nauk 5.5.5.R ¥, 69—7?(1954).—-—0-11 exchange was,
“studied in the of satd. aliphatic ketaues {n media cot~y
: tatning HSO and H PO enciciied with D. The loumvini.i
Cextents of exchatge, as pescentages of exchange o R v
{all a-li atoms [a the ketoacs, were found: o D50 : . .
I MeCOBuy 89,5, cyclopentanoas 102 .9, cyclobexanaue 428y . : ‘ ‘ B
iip "DsPOy, MeCOBu: 1003, tanone 104.9, cyslo- .
i hexanone 100.0. .Tbc‘p:wf ¢ the exchauged D atoms : B
yere Incated in a-positions was tad by treatment of the D-,
!:xchrmgc_d ketones with AzH yleldiog the dibeazal derivy,,
which were devald of D coutent. S0
| were run 1 hr, st room temp., those in DPO; for 48 hrs. at
a. C.A. 47,884 ., 6. M. Ka olapoff../

. N _Raastions of

' yoont temp-
L i A

R e

S
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Card t
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Title

- Pericdical

Abstract

Inatihqtion

"Submitted
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1/1

Lavrushin, V. F., Kursanoy, D. N., Memb. Corres. of Acad., of Sc. USSR.;

“and Setkina, V. N.

Reaction of saturated hydrocarbons with sulfuric acid

Dokl. AN SSSR, 97, Ed. 2, 265 - 266, July 1954

Experiments showed that saturated hydrocarbons absorb light in the rangs
of very short waves thus indicating that the curves of their sulfuric

acid solutions owe their origin to hydrocarbon-sulfuric acid reaction
products. Since the absorption curves of hydrocarbons are analogous to
each other and with the absorption curves of trimethylcarbinol it becomes
avident that the nature of their reaction with sulfuric is also identic-
al. It was also proven that the particles, forming during the reaction

of hydrocarbons with sulfuric acid, are identical. Six references. Graph

Acad, of Sc. USSR, Inst. of Element. - Organic Compounds and the A. M.
Gorkiy State University, Kharkov

March 24, 1954
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- Physical chemistry
Pub. 22 - 21/8

Zurasnov, D. N,, Memb. Corresn. of Acad. of Sc. USSR.; Setkina, V. N.;

" ‘and Bykova, E. V.

Title

Pariocdical ¢

TTAbstract T T

VInstitubion

Submitted

About the intra-molecular effect of positive-charged centers on the
proton mobility of H-atoms

Dok. AN SSSR 97/5, 835-838, August 11, 1954

The, effect of positivescharged centers on the proton mobility of hydro-. .
gen:atoms, is explained. The difficulties involved .n studyirg the
affect of a tri-covalent positive charged (oxonium) O-atom on the pro-
ton activity of H-atoms, are discussed. The results of the hydrogen

interchange reactions are shown in tables. Four references: 3-USSR
and 1-German (1933-1954).

April 8, 1954
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vssh/ Chemistry ~ Flemonitorganic compounds

Card 1/1 Pub. 22 - 21/L0

Authors :+ Parnes, Z. ., and Kursanov, D. N, Yemb. Corresp. of Acad. of Sc. Ussi
R ey
Title + Effect of substitutes on the mobility of hydrogen atoms of unsaturated and

aromatic koetones
Perlodical : Dok. AN 8SSR 99/2, 265-268, Nov 11, 1954

Abstract 1 Experiments vere conducted to detormine whether the nature of the R radical in
ketones has any effect on the mobility of hydroaens of the methyl groun oriert- |
ed opposite the carbonyl groun and whether the conjugations of the R radical ’

and methyl aroun with the carbonyl rroun are independent from each other, It
was fourd that the nature of the radical in ketones has a definite and essen-
tial effect on the mobility of the hrdroren atoms in the methyl sroup. The

rate of the hrdrogen exchange increases with the increase in the electron-ac-
centor characteristics of the R radical., The effect of the ethylene (or aro-
matic) bond in alpha, beta position, relative to the carbonyl group on the hy-
_drogen atom mobility in the case of an alpha-carbon atom oriented on the other

T %igi of the ca:lonyl group, is slucidated. Two USSR references (1949 & 1953).
ables

Institution : Acad. of Sc. USSR, Institute of Elementoorganic Compounds
Submitted s June 18, 1954 )
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USSR/ Chemistry - Analyticai chemistry

Card 1/1 P, 22 - 32/63 ‘

Authora s Setldna, V. N., Plate, A, F.; Sterligov, 0. D.; and Kursanov, D, N,, Memb, -
Corres. of Acad, of Se, USSR R R IR

Title Possibility of adapting the hydrogen exchange reactim for the analysis of
saturated hydrocarbton mixtures

Periodical 1 Dok, AN SSSR 99/6, 1007-1010, Dec 21, 1954

Abstract 1 The characteristics of hydrogen exchmgo reaction and the possibility of

applying this weaction for smalytical purposes were investigated, A com-
puleory condition for the adaption of the hydrogen exchange reactimn for the
“analydds of satwuated hydrocarbon mixtures was found to be the attaimment of §
reaction aquilibrium, - It was established that the hydrogen exchange reaction }§
of aliphatic and alicyeclic hydrocarbon mixtures containing from 5 to 7 carbon §
atoms in the molecule begins within a peried of 10 - 20 hra. The results, °
ocbtalnaed during the reaction of two-component saturated hydmcarbon mixtures, 8
are tabulated. Nire USSR references (1935-195L4). Tables,

Institution: ees0sesvssvee
Submit tedt Jue 18, 1954
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co cesctionn ad cleavice In this @URp LA P OCH.OCH 1, b TO-T0.0° du 0000, wto 1470, and |
' manium sslts tscardsry ead tesdary alcobiols 29.4% 1L Lupropoxymethyl lyridiuium chloride and Mee:
O sanetakaga, and D No Kucsuge, (st - COH gave 384 i10-PrOCHLOCMex, o 71.1-1.5%, due
: 8 PP VATV U, = O AT RN 08299, wiP 1.3030, 40.6% (is0-PrOKCils. and 21% {Mer
R A
" ‘Bull. Acad., Sci, U.S.5.K., Div. Ghews. Sci, 1955, in 17 hra. at 126° gave 8.8% (Mo 1 48% Mo |
o gﬁ'ﬁ fenadiation S A, 40, (68 —Quaterary . COCHOCHMeCulln, e 128-9%, dg 08351, atp L.E204, . '
T e cante. the ROCITs group react uaternady:  gud 4305 L. [ and lrtAmOIL in 16 hre, at 110-16% .
nrym‘x‘d\mhtynlu.w'kh(mmtiouoﬁmmh. Thus, eyclo- gave Il and CUIWOCHOCMeEL, Yo 110.5:30.5'1 ity :
hexyloxymethylpyridiniusm chloride () (30.84 g.) and 1347 0.9103, ".}7 14453, in combined yield of 26%%. (llu-
g. cyclohexanal after 6 hrs, at 100° gave 18 ¢. CHONCH: CHMOCH,Cl by 88 9°, dw 0.9240, “’Gl S&;{M o //;\\
(I1), b 279-R0°, di¢ 0.0718, ma 1.470. nc-Octyluxg: - M. 1py { ‘)
inethylpyridininm chlotde (1la) aod sec-octyl alc. gave 407 Apglication of the Ball reaction | AN
(CoHluCli AMeORCH, ém). by 152.5-3%, dm 0.8¢19, ={? ) B [0 LA &' N . e
(See8. T and MeEtCHOH gave 24.9% (MeEtCHOWCH, Fve Dl {Japin) 2, 341-2{1553).—Ball's mesios 162 .
by 60,5-00.8%, dw 0.8472, w12 1.4124, 52.9% McRICHOCHy a al., C.A. 42, £916f) lor oxidizing ﬁdycac ales. in EtO
OCita, b 96.5-101%, by 09076, %1 14402, and 22.2% with E:jﬂvzlllﬂl M}Q‘hO:lLO \;l;‘!;i;d: alde] yd::s (\:z applied to
- ¥ , 62,29 1 wromatic alcs. wi e wing resal " e |
1. Luand iso-PrOH qave 18.4% (iso-PrOKCH,, 62 2% it temp., seaction time in hrs., aod % yield and m.p. of the
semicarbazose of the correspending aldehyde given): FPh- -
CHOH, 22-35%, 2, 70, 216-16°, 3.4-CHO,CHLCH O, '
3s°, 1, 85, 177°, 2-HOCH,CH,OH, °, 3, 60, 224, fur-' )
luryl . 15-20°, 3.5, 40, 19C-2°, 3-pyridyl, 21, 1.5, 80, 213~ -
. 14% fand 4-pyridyl, 35%, 3, 60, 213-186%. LT 8.
z
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/ Reactions of hydwgen exchinge, of gm:-_nm;;i, . N
A T Doklady Akad. Nau R 1 aad

Kursasov and Z Pharne

3 1958} - cxchounge was studied in several
aldehydes in dry diaxsnetreated with 1.0 in the presence of
N.h'-diulethylpyridmnmiur. catalyst at 100° in seuled
‘:m;mls, The 5} exchange found i 5 he
niyde 90, cyclamenial g2, Bl 1, PrCH: CHCHO 2, o
79, Mc;CCISlO 0.8, and jasminealdehyde 5. The cxchange
ks place with dhe H atoms of the Me and methylene
gronps at the ¥-C atoin m ansatd., sl at the «C atom in
satd. compds, (Cf. C.A. 48, 10549}, G M, B
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S.5.S.R. 163, 278-B1
) exchange of wev

Nydrocarbons with 1:80, was studied in exposures

hrs,  #-Ovtuns gave [.8-

207 exclunge; 3-methiyl

. heptatie ?00.1%; 2,3, 4-taimethylpentane 45955 exchange.
Exchange of 3-methyf-3-D-heptane with H 80, resulted in
cossiderable enrichment of the acid with D and a corre-
spondiag loss of D by the fiydrocarbon, The labeled hydro-

" carbon was pyepd. by dehydration of 3-hydroxymethyl

lieptane over ALO; ot 400°, yidd

ing mixed octenes which

witli HCI gave 3<chloro-3-methylhcptaue, be 46.5-6.8°, d»
0.8773, n3¢ 14322, which was converted to RMgCland this
decompd. - with D30 3-methyl-3-D-heptane was distd.

aud pusified by chrumatograp®y on SiOy; the product used
bad ny? 1.3982. The exchange reactions wete run in a

shuker at roomi temup.
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KUDRYAVTSEV, R.V.; OFTESEN, B.V.; KURSANOY, Dall,

ic compounds.

Determination of oxygen isotope content in organ

Kudriavtsev, Zhur.ob.khim. 26 no.4:1035-1039 Ap '56. (MIRA 9:8)
(Oxygen--Isotopes)
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EKURSANOV, D.N.
T I}ydr gen exchange of carbomium ioms with acids and hydrogen exchange
of carbonyl compounds with deuterfum oxide in an alkaline nedium.
Uler khim,shur. 22 mo.l:34-37 1'56. (MLBRA 9:6)
(Hydrogen) (Carbon compounds)
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USSR/ Fhysicul Chemistry - General Probleis on Lsotope Chamdstry  B=T

Abs Jour : Refarat.Zhur - ¥hiniye, Lo 3, 1957, TuL4

Author . Kudriyavtsev, R.V., Ottcoen, B.V., und_Eggggnlv,“Q‘H.
Title . Determination of the Isotopu Compositicn of Oxygen in

Organlc Compounds

orig Pub  : 2h. ogohch. khimii, 1956, Vol 26, Mo 4, 1035-1039

Abstract : A nethod is described f£or the destructive hydrogenation
of organic substaices for the purpose of deternining the
isotope compositlon of the oxygen in these substances;
the hydrogenation is carried out at 300° in an H2 ctomoss L !
phere and over e Hi catalyst. At 300-U00° there is 1o
exchangfebetwcen the walls of the tube, rade of Mo-glass,
and HoO™ The cotolyst contains oxygen which can be ex-
changed with the water vapor. In order Lo establish the
equilibriun ror this exchange four passcs of VApoT OVer
the catalyst at 300° cre sufficient. The error in the
dotermination is 3-b percent.

Card 1/2
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The rethod caniot bte used with cubstances which contain

S, P, halegens, and other elements which will polison the
cntalyst, nor with subziznces which boil above 20C°.
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KURSANOY, D.N.; KUDRYAVISEV, R.V.
Nt BRI SRR L ¢
8¢ of the hydrolysis mechanism with the ald of & heavy Ooxy<en
hzgpe. Part 1. Hydrolysis of ethyl propionate in an alkaline
medium.  Zhur.ob.khim. 26 no.4:1040-1041 Ap 'S6. (MLRA 9:8)
(Hydrolysis) (Oxygen--1sotopes) (Propionic acid)
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USSR/ Organic Chemistry - Theoretical and general gquestions
of organic chemistry

Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11570

Author : Kursanov D.N., Parnes Z.N
Inst : "Academy of Sciences USSR
Title : On Hydrogen Exchange Reaction of Cyclopentadiene:

Orig Pub : Dokl. AN SSSR, 1956, 109. No 2, 315-318

Abstract : All 6 atoms of H of cyclopentadiene (I), under mild conditions (20 -
hours, 20°, solvent: dioxane), in the presence of N, N'-dimethyl-alpha-
pyridomimine, take part in the hydrogen exchange reaction (HER) with
D20. Under these conditions sylvane and cycloheptatriene do not under-
go HER. Pyrrole exchange only the H atom linked to K.

4+

*
. BH BD s o
I+B° < > + B"‘H; 4 ‘_; + A + B*D'@\ + B

D20 DHO D

Ready occurence of HER in the case of I is due to the stability of the
cyclopentadienyl anion, having an aromatic nature, and the delocaliza-

Card 1/2
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USSR/ Organic Chemistry - Theoretical and general questions B-1
of organic chemistry

_ Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11570

tion of the negative charge in the anion. The many times repeated =sta-
blishment of acid-base equilibrium of delocalization of the negative
charge results in complete exchange of H atoms (see scheme). In neu-

- tral and acid medium the HER of I does not occur. Ferrocene does not
undergo HER with D50, which shows that the bond between Fe and cyclope-
ntadienyl residue must be regarded as covalent .

Card 2/2
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USSR/ Organic Chemistry - Theorotical and gnsral quastions E-1
on organic chemistry

Abs Jour : Referat Zhur - Khimiya, No 4, 19857, 11574

Author s+ Setkina V.M., Kursanov D.N.

Inst : Aoademy of Sofemces USSR
TMtle : On Hydrogen Reactions of 1.Methyloyolochoexanol-1 with Phosphorioc
Acid

Orig Pub : Dokl AN SSSR, 1956, 109, No 3, 5562-554

Abstrr 't 3 A study was made of hydrogen exchange reaction (SER) of l-msthyleyoclo=

hexanol-1(I) with DzRO, I undergoes HER at -5 -0° Content of D
in T after the experiment was determined on the basis of excess density

. of Tater of T combustion and that of the o-mbustion of msthyleyclche-
xenes produced by dehydration of I with iodins. On HER of 1-mothyl-
cyclohexene-1 (II) under the same ocnditions, IT is not hydrated to I
and exchange of IT is considerably lower than that of I, therefere
HER of T doss not take place with intermediate formation of cyclo-ole-
fin. On the basis of these data, and also the data of cryoscopic and

Card l/é
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USSR/ Organic Chemistry - Theoretical and general guestions E-1
on organic chemistry

Abs Jour : Refeat Zhur - Khimiya, No 4, 1957, 11574

spectral investigation of solutions of tertiary alcohols in HasOu
the conclusion is arrived at, that I forms with D3P0k a
carbonium ion which undergoes HER.

Card 2/2
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KURSANOV, D.N,; VITT, 4.V,
RN
On the mechanism of the alkylation of alcohols by N-trisethyl-
o -phenethylammonium iodide, Dokl, AN SSSR 113 no.3:607-609
My "S2e- 0 e . (MIRA 10:6)

1, Institut elementoorganicheekikh soyedineniy Akademii nauk SSSR,
2, Chlen-korrespondent Akndemii mauk 8SSR (for Kursanov).
(Alkylation) (Fhendthylamine) (Ammonium compounds, Substituted)

E ERTrey
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XURSANOV, D,N,; BARANETSKAYA, N.K.; SETKINA, V.N.

LB TAC £ fon on bengylpyridinium chloride with lithium cyclopenta-
dienyl, Dokl, AN SSSR 113 no,1:116-119 Mr-Ap '57. (MIBA 10:6)

1. Chlen~korrespondent Akademii nauk SSSR (for Kursanov),
2, Institut elementoorganicheskikh soyedinenly Akademii naul SSER,
(Pyridinium compounds) (Cyclopentadienyl)
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KURSANOV, D.,; VITT, S.vV,

Stu 1s by N-trimethyl-
St of the mechanism of alkylation of pheno .
°ngionylethylammonium jodide. Dokl, AN SSSR 113 no.5:1066-1069
Ap 'S7 (MIRA 10:7)

SSR (for Xursanov).

1. Chlen-korrespondent Akademii nauk S

2. Institut elementoorganicheskikh soyedineniy Amdemii nauk SSSR.)
) (Alkylation) (Ammonium compounds, Subatituted) (Phenols
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SETKUNA, V.N.; KURSANOYV, D,N.; BYKOVA, Te,V,
tion, Probvl, kin, 4
Carbonium ions in the hydrogen exchange reactio ah 1213)

9s2l-2lil 57,
e 9123 (Carbonium compounds) (Hydrogen--Isotopes)

Most of the pepors in thia collectlon were presented at the Conf. on
Isotopes in Catalysis which took rlace in Moscow, Mar 31-Apr 3, 1956.
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KURSAHOV D,N.; SRTKIBA, V.Y,; VITP?, S.V.; PARNKS, Z.N,

Study of reaction mechanism by the hydrogen exchange msthod, Probl,
kin, 1 kat, 9:242-204 '57, (MIRA 1123)
(Chemical reaction--Conditions and laws)
(Hydrogen--Isotopes)
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AUTHORS: Kursanov, D.N., Vol'pin, M. Ye., 62-11—12/29
Akhrem, I. S., Kachkurova, L. fa.

TITLE: Curtius' (Kurtsius) Rearrangement in the Series of Isomeric
Cycloheptatrienecarhonic and Norcaradienecarbonic Acids
(Peregruppirovka Kurtsiusa v ryadu izomernykh
tsiklo eptatriyenkarbonovykh i norkaradiyenkarbonovoy
kislot).

PERIODICAL: Izvestiya AN SS3R, Otdelenie Khimicheskikh Nauk, 1957,
Nr 11, pp. 1371-1378 (UsSR)

ABSTRACT: Here Curtius® rearrangement in the geries of isomericd -
cycloheptatrienecarbonic-(I), (R = COOH),ﬁ-cyclohepta-
trieneoarbonic—(II) (R = COOH),3”-cycloheptatrienecarbonic
-(111, (R = COOH) acids are pystematically investigated.
It is shown that the rearrangement takes place under the
conditions here existing without an isomerization of the
migrating hydrocarbon radical.

For the first time here 1,3,5=, 14346~ and 2,4,6- cyclo-

heptatrienyliaocyanate, norcaradienylisocyanate, 15349,

1,%,6, and 2,4,6»cycloheptatrieny1urea, norcaradienyluresa,
Card 1/2 N-phenyl-N'-1,3;5-, 1,3%,6- and 2,4,6-cycloheptatrieny1urea
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Curtius' (Kurtsius) Rearrangement in the Series of 62-11-12/29
Isomeric Cycloheptatrienecarbonic and Norcaradienecarbonic Acids.

ASSOCIATION:

SUBMITTED:

AVAILABLE:

Card 2/2

APPROVED FOR RELEASE: 03/13/2001

ap well as N-phenyl-N'-norcnrudienylurea were produced
synthetically. The absorption-ppectra in the near ultre-
violet area (25000 - 50000 cm“‘) of 22 derivatives of

the cycloheptatriene and norcaradiene were investigated.
1t is shown that in the geries of norcaradiene-derivatives
(IVR = COOH, €00cC1, CONHz, NCO) the three-termed cycle

transfers the linking gimilar to a double bond. There are
5 figures, 1 table, and 14 references, none of which is Slavic.

Institute for Element-Organic compounds of the AN USSR
(Institut elementoorganicheskikh soyedineniy Akademii
nauk SSSR).

July 2, 1956.

Library of Congress
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AUTHCRS: Vol' nin, M.Ye., Akhrem, 1.3., ligma.ncv. D.Ii. 62=1 2-2C/20
TITLE: Letters to the Editor (Fis'ma rednktony)

N stions of Tropy) Selta (Novyye renktsil soley tropiliya).

PERIODICAL: Izvestiya AN SSSR CtdeleniyeKhimicheskikh Neuk, 1957, Nr 12,
pp. 1501-1502 (USSR)

ABSTRACT! It vas shovm that the salts of oyoloheptatrieuyl very easily al-
kylate the compounda with robile hydrogen. Tropyl salts reaot with
the same esse with various aliphaiio aldehydes, Aliphatic and aro-

s ratic ketones when heated also enter into reaction with the selts
of tropyl. The latter easily alkylates numerous aromatic compounds.
Propyl differs from the other simple esters by the fact that it
alkylates the eaters cf 2 -keto acids, 3 -diketones, and ;3 -dicar—
bonic acids easily in the cese of soft conditions. Thus, oyclohep-
tatrienylacetine acid ester 1s formed with aceto aclid ester. The
tropyl salts e:\silg attach theoselves to the cormpounds with acti-
vated short bonds {like vinyl esters, cyclopentadien, phenyl ace-
tylene, and others). The reactions investigated cffer new pesaibil-
jtles for the synthesis of the derivatives of cyclcoheptatrien and

Card 1/2 tropyl. There are § references, 3 of shich are Slavie.
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*
> ASSOCIATION:  Institute for Elemental-organic Compounds AS USSR (Institut
clementoorganicheskikin soyedineniy Akademii nauk SssR).
SUBMITTED: October 9, 1957
AVAILABLE: Library of Congress
Card 2/2 1. Tropyl salts-Reactions

USCOMM-DC- 54782
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t by means of
Studying the mechanism of pinacolone rearra?gemen ;
deuterium exchange, Zhur, ob, khim, 27 no.3.668-671(}l‘(§m 5170':6)

1, Institut elemantboréahicheakikh goyadineniy Akademii nauk S3SSR,
(Pinacolone) (Deuterium)
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< URSHNCY, j}N.
; VOL'PIN, M,Ye,;ZHDANOV, S.IW

New tropilium salts, Tropilium ion polarography. Dokl, AN SSSR 112
no.2:264-266 Ja '57. (MIRA 10:4)

1. Chlen-korrespondent AN SSSR (for Kursanov). 2. Institut elemento-
organicheskikh soyedinenly 4 Institut fizicheskoy khimii Akademii

nauk SSSR,
(Cycloheptatrienyl)
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dy THA 9.0 0. K. 3, lio-

) 887} ~Trexunent ¢ . DuLi with 33.1 g. cyclo-
b o H g’tmﬂﬂlc with coollng gave after standing 2 hra. 719G
. Tuli, ss detd. by carbomarion.  This, suspeaded {n
Et;0 wasa added to a similar suspenusing of 1020 ¢ C.H,N-
CH:PLC) and atirred 20 hra |, after wneeh rhe suxt was
E trented with HiO yledding a pot. of © 85 5 cumoad (13,
CalfudV, avgmented by 12.14 ¢ from the Bt soln |, the
product {3 golden yeliow, stable In air, ni. in MeCO,
PhNCy, CHCY and pyridice; it decomps. sbove 180°. It
dissolves in acid and is pptd. by tases. [t takes up 5 moles H
over Pt, indicating § doub’ - bands, confirmned by iodine no.
“The hydrogematet produc, Celind, forms a wabiedids,” 7.7
decomp, © 160-70%, and chlomp_!zﬁnate. CalfuN.CSHy. .. -
P PiCl;, decomp. 140°. The antoe cannot be acetylated.
T has a dipole mement of 8.7 D, The structure of 1 ap
i pears to he g blpolar {onic structure with s cyclopentadiensi
n.ug g the Z-glom of pyridice, the N earryiug a pes. charge

e o ) . _r4gn_rt}z_gﬁgnv!r'neg_n_qg_ charge Q.M Kosslanafl
R e : 'Somagemﬂlmifenum aro derivatives otp;;?dim;?
- “Le Wi Vakhontev - {8 Ordrhouikidze AN-Uniox Chem.~

- Pharm. Ressareh Insf.. Mowanl  Noslids dbkd  Nank'
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EyTidines do not form qustersary:

_ t ! Aot form N-oxides; heatlng with"
~8c0, dozs not change tiese comipds. while 3{2-cestory-
- ethyD-4-methylpyridine i+ oxigizad readily to 3-{2-scetoxy-
ethyDisonicotinie acid, m. 165-6°. 2,6-Diclloro-3+2-acct~

oxyethyl)--methylpyriding i3 unckan aftes  mgn
- hours of heating with §0, In MePh cr ai::e even at 260‘?é
BOCH; gave I acylchloride which gave 9&?’3}3!;&«, T

o g o e n e e

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1"



"APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1

A EIE DA R IR | SRS SRS Y R RIS
e U T . B e N

£ 5o S S S RS R SR T Wil SRR R B

"AUTHOR KURSANOV D.NLJCarresponding Member of the Acadenmy RO
“VOLPIN M.Ye. 20-2-27/67
TITLE A New Method For Production of Tropilium And Metatropilium

Compounds.
(Novyy put 'polucheniya goyedineneiy tropiliys i metatrepiliya

-Russian)
PERIODICAL Doklady Akademil Nauk S8SR,1957,Vel 113,Nr 2,pp 339342 (U.S.S.R.)
Received 6/1957 Reviewed 7/1957
ABSTRACT At present twe fundamentally different ways of producing the 7-

term aromatic tropilium-system are knwoen: 1.method: trepilium-
dibromide (inoluding small quantities of galts of the carbexyl-
trepilium) is obtained by separating HBT dibromal cycloheptadie-
ne. 2.method: This method is based on the elight isomerization ef
a norkadiens-system inte a trepilium-system. However, it would
doubtlessly be interesting to investigate the pessidility of a di-
rect transition frem the oysloheptatriene-system (1v) (trepilide-
ne) with 3 double bonds to the aromatic tropilium-system. A con-
jugation of all of the six double bond-%-electrons must be pessib-
le which is realized in consequence of the separation in any way of
& hydrogen atom togsther with an electron pair from the CH,-greup
of the ocycloheptatriene and then at the same time the transitioen of
the 7B carbon atem from the sp3-hybridization condition into the
spz- hybridizatien condition must be possible, which would lead to
Card 1/3 the formation of the aromatic tropilium-systen. Here & nonbenzeid
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A New Method For Production of Tropilium And XERXEXNXTE
Metatropilium Compounds. 20-3;27/67

aromatic system dn-electrona would develop. When studying this di-
rect transformation from oyclopentadienes inteo tropilium salts

the authors investigated the influence of a number of eleetrephi-
le reagents, strong acids, oxidation agents, haloid derivatives
etc. on tropilium salts. On the cocasion of an influence of cen-
centrated sulphuric acid en cyoloheptatrienes an exothermic resa-
tion accompanied by formation of resin develeps. However, a tro-
pilidene oxydation together with formation of ocensiderable quan-
tities of trepilium salts (16%) takes place. Acids witheut any
oxidizing preperites (concentrated phospheric acid, hydrechlerio
acid) do not lead to & formation of trepilium. Concentrated ni-
tiric acid reacts very turbulently with oycloheptatriene, and small
quantities of trepilium develop. Other exidatien agents in acid
nedis effect a slighter or stronger tranafermatier ef oyclehepts-
triene inte tropilium (Cr0, - 14%, 3502-7% yield of trepilium salt).
Phosphorus pentachloride ery slightly reacts with cycleheptatrie-
ne at normal reom temperature. Tropilium chleride develeps and

PCl: is reduced to PCl;. This reaction can serve as & goed pre-
paration nethed for proéducing troepilium salts. It is better te
prepare tropilium as a mere continuous, net very hygroscepic,net
easily soluble perchlorate, chloreplatinate or iodide. The same

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1"
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A New Method For Production of Tropilium An¢ Metatrepilium
Compounds. 20-2-27/67

methed is applicable for the preparatien of methyltrepilium salts
(11,R=CH ) by the influence of phespherus pentachloride en methyl-
oysloheptatriene. On the ether hand neither phespherus trichleride
nor phospherus tribromide is able te effect this transformatioen.
gimilar to the resctien with phosphorus pentachloride the other
proceeds with suluryl chloride. 25% trepilium salt develep with
considersovle resinification. Thienyl chloride does not react with
cycloheptatriens. In the experimental part experimental condi-
tions are aascribed in detail.

(With 6 citatiens from publiocations).

Institute fer element-organie Compound3 of the Academy of Soienae

of the U-s-s oRo
16.10.1956

Librery of Congress
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AUTHOR KURSANOV, D.N., corresponding member of the PA - 3157

"~Koademy of Science and VITT, S.V
+ TITLE On the Mechsnism of the Alkylation of Alcohols by N-Trimethyl-

! a~ phenethylammonium iodide. C
(Issledcvaniye mekhanizma alkilirovaniya spirtov’“odist;,-m N-tri-
metil-a~fenetilammoniyem - Russian)

~PERIODICAL  Doklady Rkedemii Nauk SSSR,1957, Vol 113, Nr 3, pp 607-609,(U.S5.R.)
Regeived 6/1957 Reviewed 7/1957

ABSTRACT The alkylation of methyl-, ethyl- and Hebutyl alcohols was inve=~
gtigated with the optically-active salt of d-N-trimethylea-phene-
thylamnonium. It was found that in all cases investigated the ethera
ontained had no optical activity. It remained unclear, however,
whether racemization takes place with alkylation or in the ini-
tial salt of ammonia as a result of heating with alcohol at high
temperaturea. In order to clear this up, reaction was carried out
in such & manner that the d-N-trimethyl-a~phenethylammonium iodide
d4d not enter intc-rcaction as & whole. That part, which did not
enter into reaction wns then separated from the salt mixture by
fractioned orystallization. It was found that the separated salt
retaiped nearly its entire original optical activity, wheresas the
a-phenethylmethyl ether obtained showed no optical activity. From
the data obtainad it can be seen that the alkylation of aloohols
with B-trimethyl-a-phenethylammonium takes placepy the formation

Card 1/2 of a-phenasthylcarbonium, i.e. in scocordance with the asynchronous
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On the Mechanism of tho Alkylation of Alcohols by N-Trimethyl-
a-phenethylammonium Iodide.

rocess. The expdrimonta are deacribed.
?with one table and three citztioms from Slavic publications)

ACSOCIATION Inatitute for Element-Organio Compounds of the Academy of
Science of the U,.8.8.R.
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AUTHOR KURSANQY D.N.,Corresponding Member of the Academy 20-5-31}/67
VITT S.V.
TITLE The Study of the Mechanism of Alkylation of Phenols by N-tri-

methyl-a-phenylethylammonium iodide. .
(Issledovanniye mekhankz pa alkilirovaniya .enolov 4odistym
N-trimetil-a-fenetilammonipm -Russi an)

PERIODICAL  Doklady Akademii Fauk SSSR}1957,Vol 113,Nr 5,pp 1066-1069(U.5.S.R.)
: . Received 7/1957 Reviewed 8/1957

ABSTRACT A number of research workers already studied the alkylation of
phenols and phenolate anions which contain a benzyl- or substi-
tuted benzyl radical. It was found that on the coccasion of in-
teraction between chlorid-N-benzylpyridinium and phenol a mixture
of C- and O-alkylation products is produced. It ought to be belie-
ved that tanis reaction,like other alkylation prooesses previously
studied belongs to the heterolytic reactions of the substitution
of the Sn type. Phenol alkylation shoud develop either according
to the synchronous mechanism A or to the asynchronous mechanism B,
the latter including the intermediate formation of a free carbo-
nium ion.The authors investigated the interaction between iodine-
N-trimethyl-a-phenathylammonium and resorcin and fluoroglucin.Du-
ring heating of these phenols with ammonium salt a substitution
of the hydrogen atoms of the phencl kernel by a-phenethylradical
(C-alkylation reaction) takes place at 150° and more.The same al-

Card 1/2 kylation of the two above phenols through the optically active N-

.
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) The Study of the Mechanism of Alkylation of Phenols
o . by N-trimethyl-a-phenylethylammonium iodide. 20—5-3‘/57

. trimethyl-a-phenethylammonium was carried out at 155-175° with

) ' an abundance of the corresponding phenol. If the reaction deve-
lops according to schedule A, the produced a-phenethylphenols
must be optically active, in the other case (B), they must be

) inactive. It was found that the a-phenethylphenols are optical-
ly inactive and also the a-phenylpropion acid produced from their

- oxidation. Herefrom it may be concluded that in phenol alkylation
ammonium decay first to the accompaniment of the formation of
a-phenethyloarbonium. The latter reacts with phenol and there-
fore reaction develops according to (B). This was also confir-
med by the reaction with deuteroresoroin instead of resorocin.
Reactions, methods,yields, etc. are described in detail.
(With 6 Slavic referenoess.

ASSOCIATION Institute for Element-Organic Compounds of the Academy
& PRESENTED BY

SUBMITTED 14.11.1956
AVAILABLE Library of Congress
Card 2/2 '
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AUTHOR: KURSANOY, D.N., VITT, S.7, 20-6-27/59
TITLR: The Study of the Mechanism of the Alkylation of Amines by H-T:si-

Methyl-a-Phenylethylammonium Todide.
(Xsseledovaniye mekhanizma alkilirovaniya aminov yodistym N-tri-
. metyl-a-fenetilammoniem. Russian).
PERIODICAL: . Doklady Akademii Nauk SSSR, 1957, Vol 113, Nr. 6, pp 1283 - 1285

(v.s.5.R,) .
ABSTRACT: It is known that the ammonium salts of the type Ar---CHz---NE

can alkylate primary and secondary amines by the transfer of the
radical ArCH, from one nitrogen atom to the other. This process
is also intefesting by the fact that in this reaction the initial
and final products belong to the same olass of compuunds:

I le le |
R’ e ?: -fv Re— N e —) R — 7 — R 4 ? ——

The mechanism of this reLction remains uninvestigated. The authors

investigated the alkylations of piperdine and morpholine by the’

optically active N-trimethyl-a-phenylethylammonium iodide. This

reaction can develop either acoording to a synchronous or according

.40 an asynshronous mechanism with an intermediate formation of =

free carbeaion. In the first oase the developing N-a-phenylehtyl-
Card 1/3 piperdin has to be optically active. In the second case (with ocar-
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The Study of the Mechanism of the Alkylation of Amines by K-Tri-
' mathyl-a-Phenylethylammonium Iodide. 20-6-27/59

con ion formation) the optically activity would be luching it
was fouhd that in the substitution proocess this activity of the
phenyldthylradical is conserved: the N-a-phenylethylpiperdine ob-
tained fgom the d-saltburned to the right side whereas the N-a-phe-
nylethylmorpholine resulted from the l-salt turned to the left.
Therefore the reaction passes according to & synchronous mechanism.
It was necessary to determine the configuration of the leftturning
substance. In so far as in the here applied reaotion the asymmetri-
cal centre is not concerned it can be stated that the leftturning
substance belongs to the l-series. From this it results that in
the case of the mentioned reaction with piperdine (and obviously
also with morpholine) the inversion of the reversal of the a-phe-
‘nylradical takes place. Since in the case of heating of longer du-
ration optical purity was reduced, a secondary reaction of the
gymmetrical substitution seems to have taken place. Apparently the
repetition of this process is bound to lead to ramification. In
the experimental part the reactions with yields and constants are
Card 2/3 Gesaribed in detail. (4 Slavic referencesg
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KURSARCY, D, M, SETKTHA, Y. K., DARRSS, 5, . and BYKOVA, Yoo Ve, (Toebe of Zlenont
Zanie Compounds AS USSR)

an

“"study of Severl Heterolytic Reactions by the Hydrogen-icchansge M thed.” P 13,

Icotopes and Rediation in Chemistry, Collection of papers of
ond All-Union Bei. Tech. Conf. on Use of Radiocactive and Stable Isotopes and
Radiation in Nationa) Economy ond Science, Moscow, Izd-vo AN BSER ,1958, 38opp.

This volume published the reports of the Chemistry Section of the
ond AU Sei Tech Conf on Use of Radiocactive and Stable Isotopes and Radiation
in Science and the National Economy, sponsored by Acad Sci USER end Main
Admin for Utilization of Atomic Energy under Council of Minigsters USSR
Moseow 4-12 Apr 1957. =
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~P.Nss VOL'PIN, M.Ye,, kand, khim, nauk; PABNES.-VZ.U-, kand, khim,
nauk,

Yew aromatic systems,, Beport No,1: Tropylium cation and oyclopegta.di-
enyl anion as nonbengens aromstic eystoms, Knim, nauka 1 prom,

n0.21159=173 '8, - " (MIRA 1136)

korrespondent AN SSSR (for Kursanov).
1 Onlon P (Organic compounds)
(Cycloheptatrienylium compounds )
(Cyclopentadienyl)

SRS
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KURSANOV, D.N,:
0T Dol ; BYKOVA, Ye.V.; sETRIN, Y.H.

Hydrogen exchange 1
oy 1oge Dge in the process of heterolytic reactions, Exchange

ogen atoms during substituti
Izv. AN SSSR 0td, khim, nauk no.?:88§-g§3103ine 5, 1Y dodtden,

58, (MIRA 11:8)

l,Instit
. ut elementoorﬁanicheakikh Soyedineniy AN SSssy,

(Hydrogen (Alxyl iodides)

-
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AUTHORS:: Kursanov, D. N., Parnes, 2. N., Kononova, R. G.
TITLE: The Case of & Retarded Hydrogen Exchange in the > N-H Group

(Sluchay zamedlennogo vodorodnogo obmena v gruppe > N-H)

PERIODIGAL: Izvestiya Akademij nauk SSSR, Otdeleniye khimicheskikh nauk,
1958, Nr 12, pp 1493-1494 (UssR)

ABSTRACT; In this brief Teport the authors mention that the igotope ex-~
change of hydrogen in the NH~-group of dimethyl carbethoxy
pPyrrole takes place comparatively slowly., It turned out to be
possible to measure the kinntics of thig Teaction at different
temperatures. The velocity constants were calculated by a firgt
oxrder equation, The experiunents were carried out at 12, 15, 20,

and 25% K, = 3.2.10%, Kys = 5.6.1077, Ry = 1.07.107%
K25 = 2‘.21.10"4 in sec-1. Apparent activation energy = 25500

¢cal. The retayrded hydrogen exchange which took place in *hig
case i3 interpreted from the viewpoint of the theory developed
by A, I. Brodskiy. There are 2 references, 1 of which i3 Soviet,
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TITLE: The Influence Exertcd by the Nucleog hil:a of the Anien Uron tiw

iture of Linkage in Propilium Coupounds (V1irini e nukleofil'nousti
aniona na kharakter svynzi v soyedineniyokh tropiliyea)

ol

PERIODICAL: Zhurnal Ohshehey Khinii, 1356, Vol. 28, iivr 2, ;p. 330 - 333 (U"SR)

¢ . - < P A . oL e
ABSHRACT: A nunber o! salts of the arouatic T-.ueaber cotion ol cyclonepiatri-
enyl (trepilium) was recently »roduced (references 1 to 3). hey
- are all salts of suffic*urtlj strong acids (X = C1, 3, J, Cl0,,

PtCl6, B(C H.),, lCC). On the otier hund the tre;ilimioxide, adth-
VJtrop111nm, %ropwlium cyanide, trepiliumihioether {(refercnces
and 2), where the X" iz an anion ol sufficientl, . :: weids, are
covalent coupounda or type (II). Here ond fu ther the autho:o leave
open the juestion whetlier the covalent tropiliun derivetzives nos-
sess o cycloheptatricne~ or norcxdéicnce struciure (cf. refcrence 4).
The authors amade it thelr tuk to detcrnine the beundary Juerc the
ionic couapound C,I,+X  transforns into the cov 7unu ccoipound C,H,,-
-X. Zor thig purloﬁe they syntheucized tron‘l‘“* leriyatives o 7 7
acetic and benzoic ceids (W, = 1.75.1077 and f 1077), Ay ..ull the
tropilinm acetate wy th. tropilivi Honzoske (Hulu caebly the c¢yele-
Card 1/4 heptatrienylacetats =ni -bensonte) wroved to boe Gy dic . 1ly cuvalent
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The Influence Excrted by the Iuaeleophilis oo th. Anion Upon the faiture of Liniaze
in Yropilivm Compounds

—

coaponnds - 1i v dids - deh on be colved in nonjelar sclvenca,

Thus the trorsicion from the ienie Salts o tropiliuu to Lhe co-

V'lcnt derivid veus lics in the intorvol kool the LOronuOI\lh :

seids. These resulis a rec wiith the Jdata O i refee
i

cC
i Yl Leid X 1 .

=

e 8
th;t tno troriliun icn behaves in o ter 1 107
. b reacts accordin | to the sdopoe
C oty + 21,0 07117012 + M, 00 .
“Jhe roesultas thuinod eint to o the assuuption thotb the aeidu Jith
Koo 1201070 will vielo lende sults with Cronilivar e cig
Kf:g Joh - TeT9.1077 nesy Lield (J\"]_If ooz ittt Cleo piliun.
Ui reandt is conliracd Ve dre crietion of tro-
piling "nonide ov tropiliv, : oDl lienilitiv,

. L
Tﬁu foriavion of e oovilonl oo peund o e lidined on othe wee s
2 pveieriice of crele andei‘nu ' Jeantly Yy the coneder-
F; rucleophilia :

pidua Lees te Laed
—QuFTDuLV werc d sticn ol oyilivn ouide
clocptatriong? ) with correcicending cevtic i Honzoic
Godrideu. iy ”Lt‘ou i u';er sroduction v hive . uite o senc-
Tol Inportence. The attounts Lg ywroduce tropiliva cecte e Wyoorielll
Card 2/£ Gl en Lxehnge reaction of trepilive perenlozrat. o cotasciua

ol the xrieon L I Mok
e
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“he Inlluence Sxerted 97 the Hueleophilia of ti. anion Upcn ¢l Llinze of Lintnere

‘u
in Prepilium Couapound s

acctate in wuter and in clechel were wrstecszelil. Muither waz it
possible te produca tropiliveg Lenoonty e Lhe caehinge ol rotausiun
Lunzoate ard tropiliua percilorate in water, nor b, on Lxehangse re-
aetion of silver benzoute and tropiliun brouine in wlecliol or ni-
trosethane. hisg indicates the instabiliyy of & cycloleptotrie
€nyl ether une the inclinution io G70rolrsin. Vhe ecvalent co.l-
p2uend CoH,-X in tropilium eranide and trOpiliu:.xc;,'clo;cr.c..ﬁ enyl
roved to'be conuiderably ustabler. It is intercating ot in the
4cid proccas o: the hydrolysis oy tropiliue cranide - »:Ttial iso-
nerization supposcdly takes place ond that vhenylacetic pesa iy
forumed. Conclusions: 1) Yropiliun acctate, -benzonte wno crelopen-
tudieny]cyclohuytutrieno wviich proved to ‘e covalent conjounds were
produced. 2) It wag shown thiat t'e nature of linu o of the crelo-
Hertatrienyl recsidue with the anion dependz on the nucleophiilia

¢f the arion. the tranvition frow ionie to coevalent troniliua de-
rivatives lies in the ranze of K froi 1,2,10- ¢o 03 - 1.75.10-5.
3) It was shown that in the caucTof zn zeie hidolysis ol tropi-
liuva cyanide o resrouping vith the fornation of phenylucetic aeid
Card 3/4 tukes placc. here are 4 refererces, 2 of whic'. nre Slavic.
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307/20+120-4.31 /67
AUTHORS: setkins, V. I,, Kurganov, D, ,, {bresponding Nember,
Academy of Sciences;-Y9SR-. _

—~
~—

TITLY: Hydrogen Fxchange Reactions of Alkyl Chlorides With Hydro-
chloric Azid and of Tertiary Butyl Alcohol “hen the Hydroxyl
is Substituted by Chlorine (0 reaktsiyakh vodorodnogo obmena
alkilkhloridov g solyanoy kielotoy 1 tretichnogo butilovoge
spirta pri zamene Ridroksila na khlor)

PERIODICAL:  Doklady Akademii nauk S8R, 1958, Vol. 12¢, MNp 4, pp. B801-804
(UssR)

ABSTRACT: The reactions of tertiory aliphatic alconols with a saturated
HC1 solution proceed very rapidl- and practicclly irreveraibly
under the formation of alkyl vhlorides, Reliable date on the
mechanism of this reac*ion are lacking in publications. It
might be assumed that the mentioned reaction rroceeds accord-
ing to the carbonium-ion—meohanism; The authore attenpted
to decide whether inp connection with it un exchange of hydro-
geén takes place , They have found that the number cof hydrogen
atoms exchanged for deuterium ¢orreaponds only to the number

Card 1/3 of a-hydrogen atoms, For this purpose the reaction of tertiary )
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50V/20-120-4-31/67
Hydrogen Exchange Reactions of Alkyl Chlorides ¥ith Hydrochloris Acid and
of Tertiary Butyl Alcohol When the Hydroxyl is Substituted by Chlorine

butyl alcohol with a saturated HC1 solution wasg investigated,
The solution was enriched by deuterium. The rupidly formed
tertiary butyl chloride contained only a s=z211 amount of
deuterium. During a further contact between chleoride and
deutero-chloric acid this amount incrz2ased (Table 1). Other
tertiary chlorides behaved in the same way. A primary alkyl
chloride, that is to say, butyl chloride did not enter the
reaction under the same conditiong (Table 2). Numerous in-
vestigations (Ref 4) of the mechanism of various solvolytic
reactions of tertiary halide alkyls showed that all these ° ¢
reactions proceed according to the S 4-mechanism. Their veloci-
ty is determined by the ionisation velocity of tertiary
halogenides, Obviously the mentioned reacticn with deutero-
chloric acid is a special cage of golvolytic monomolecular
reactions. Thus it may be concluded that the initially men-
tioned hydrogen axchange reaction of tertiary nlkyl chlorides
is connected with their capability of being ionizable in a
HCl solution which as is known has a high dieiectris constant.,
The result of the ionigsation of chloridesg is their hydrogen
Card 2/3 exchange. The phenomenon that only a-hydrogen atoms of the

CIA-RDP86-00513R000927810003-1"
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, 50V/20-120-4-31/67
Fy!rogen Exchange Reactions of Alkyl Chlorides With Hydrochloric Acid and
o2 Tertiary Butyl Alcohol When the Hydroxyl is Substituted by Chlorine

chlorides take purt in this drocess can be explained by the
impossibility of migration of the carbonium center along the
hydrocarbon atom chain, This is impossible becauce of ~n
electrostatic attraction of this center by anions or ag a
result of the influcnce exerted on the carbonium carton hee

-l

the solvate shell, In this reaction the carbonium ione are
either not formed at all or they are so ghort-lived that they
have not enough time to be exchanged for the acidous deuterium
donors. The first assumption is more probable (Ref 5). There

are 2 tables and 5 references, 1 of which ig Soviet,

SUBMITTED: February 21, 1958

1. Hydrogen-~Exchange reactioas 2. Alkyl chlorides--Exchange reactions
3. Hydrochlorie acid--Exchange reactions 4. Butancl--Chemical
reactions 5, Chlorine--Chemical reactions 6. Substitution reactions

T R HE2 X )
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AUPHORS : __Kursanoy, D, N., Bykova. Ye, V., SOV /62-58-7-2/26
Setkina, V. N.

TITLE: Hydrogen Exchange in the Process of Heterolytic Reactions. Ex-
change of Hydrogen Atoms by the Substitution of Iodine in Alkyl
Iodide(Vodorodnyy obmen v protsesse geteroliticheskikh reaktsly.
Obmen atcmov vodoroda pri zameshchenil yoda v yodistykh alkilakh)

PERIODICAL: Izvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk,
1958, Nr 7, pp 809 - 813 (USSR)

ABSTRACT: In the present paper the results obtained in the investigations -
of some reactions of the nucleophylic iodine substitution in
alkyl iodide are described. The possibility of using the reaction
of hydrogen exchange in the study of the mechanism of hetero-
lytic reactions was investigated. Furthermore the hydrogen ex-
change was investigated in the following cases; a)In the hydro-
lysis of tertiary alkyl todide by water enriched with heavy
hydrogen (deuterium). b) In the exchange of iodine atoms in
alkyl iodide with a 56% H J enriched with deuterium. It was
found that the hydrogen .-change in C-H bonds occurs in such

Card 1/2 reactions where according to the data supplied by kinetic inves-

A
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Hydrogen Exchange in the Process of Heterolytic SOV/62-58—7~2/26
Reactlons. Exchange of Hydrogen Atoms by the Substitution of Iodine in Alkyl
Iodide

tigations they take place according to the monomolecular
mechanism. It was shown in detail that the hydrolysis of

tertiary iodides(c419J and CS““ ) and the iodide exchange

in tertiary iodides are accompanied by hydrogen exchange
reactions, if the hydrogenechaye dees not take place in the
reaction of the iodine exchange in secondary and primary iocdides.
This tends to show the bimolecular mechanism of these reactions.
There are 2 tables and 30 references, 15 of whizch are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedinemiy Akademii nauk SSSR
(Institute of Elemenval-organic Compounds,AS USSR)

SUBMITTED; February 5; 1957
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AUTHORS: Kursanov, D. N. , Baranetskaya, l. K.

TITLE: T-Benzylpyridine-l=Cyclopentadienylide (’Y—ben211plridlnlj—

-N-tsiklopentadiyenilid)

PERIODICAL: Izvestiya Akademii Nauk SSSR yOtdelenjye Khimicheskikh lauk ,

1958, Nr 3, pp. 362 - 363 (U SR)

ABSTRACT: Three representatives of a new class of bipolar compounds
(which contain a negatively charged cyclopentadienyl group)
were already earlier described by the authors, It was now
interesting to synthesize the above-mentioned compound,
where (in contvast to the ilide) the ammonia nitrogen is di-
rectly connectea with the negatively charged group. On that
oceusion the same method was employed which Lloyd and Swmizunm
employed in the synthesis of piperidine-cyclopentadienylide.
‘he compound synthesized by the authors of this report pos-
sesges all properties similar to the ilides (see the diagranm
on abgorption in the ultraviclet spectral region. There are

Card 1/2 1 figure and 5 references, 2 of which are Soviet.
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ASS0CIATION: Institut elementoorg
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(Institute fr Elementals orsanic Compounds, AS USSR)
SUBMITTED: Octover 12, 1957
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79-2-28/64
Parnes, Z. N., Vitt, S. V. , Kursanov, D, I,

An Investigation of the Isomerization of Pinacoline by the Hethod
of Traced Atoms (Issledovuniye izomerizatsii pinzkolina metodon
mechenykh atomov)

AL: Zhurnal Obshchey Khimii, 1958, Vol. 28, Nr 2, pp. 410 - 413 (ussR)

H At present different researchers found that the aliphatic carbvon
ions (iony karboniya) enter into a reaction of hydrogen excharnge
with acids. The hydrogen atoms are exchanged with the carbon atous
close to the carbon @nter (references 1 - 3). It was also shown
that tho carbon oenter of the carbon ion which wag formed by the
action upon carbonyl compounds by sulfuric or another stiong nine-
ral acid (at 0°C) is incapable of migrating, in contrast to the cur-
bon ion which was obtained from the hydrucurbon with a tertiary car-
bon atom. Thus in the interaction of ketomes , aldchydes, curboxyl-
ic acidg with Dst or D,PO, the hydmren exchunge only takes place
in those hydrogén &toms haé are at Cpm. But cases of ketone igo-
merization are known (refercnces 4 = %3 wnich are exrlainced by a
displacement of the carbon center. Barton and Pcrter (reTerence 4)
recently tpst exactly proved that the oxygsen ztweum docg not o over
fron one curbon to another in the ketone isomerizand on, but that

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1"
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70-2-23/64
An Bvestigation of the Isgowerization of Pinacoling by the lizthed o8 Trzced Atczs

onl" the hydrocarbon radicals migrate, For confirming this 31tun-
tion they used ditertiary butylketone (III) which contains €14 in
the carbonyl group. It geemed interesting to the authors te investi-
gate the interaction of pinacoline (V) with deutercsulfuric acid
under the same conditions under which the isomerization of the
above-nentioned ketones (reference 6) takes pluce. The isouerizu-
tion of pinacoline assuued in this connrection cannot be determined
by the usual chemical nethods, as the reaction product is not dif-
ferent from the initinl product; but by means of labelled atoms it
wag hoped to discover it. On the basis of duta on the regrouping

of pinacdine (reference 9) it must be reckoned with the fact that
the ion (VII) cither only exists for such a short time that it
cannot uarkedly enter the hydrojgen-echange reaction and that the
regrouping takes place synchronously, i.e. vithout forming a free
ion (VII). But the ions (VI) and (VII) wust casily enter the hydro-
gen reaction. Due to the reversability of the isosmprizatien react-
ion all hydrosen utoms of pinacoline =ust finally be exchanged.

On the basis of the data iven it nay be supposed that the hydro-
gen exchange in the hidden isomerizition occurs as a counsequence

of a regrouping of methyl groups and is indepcndent of the displace-
mnent of the carbon center. Sumnary: 1) the interaction of pinzco-

Card 2/3 line with deuterozulfuric acid was investijsuted under the conditions
1 =
3 & ol = Y USSR T i iy
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70-2-25/64
An Investigation of the Isoxzerization of Pinacoline by the .let10od of Praced Atoaz
of the xetonc isomerization. It wao shown &g uni er these condi-
tiony pinacoline exchansges the hydrogen atous in the tertiary bu-
tyl sroup against deuteriun. 2) ‘The mechw isia of the rcaction of
deutero-exchange and pinacoline-isonerization vere investizated.
. There are 1 tudble, und 9 referenoes, 4 orf which are Slavic.

ASS0CIATIONs Institute for Elemental-organic Compounds AS USSR
' (Institut cleacntoor anicheut:ith voyecineniy Almdeuwii nauk 8S5R)

- SUBMIMED: January 1§, 1957

AVAILABLEL: Library of Congress
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30V/ 20-120-3-26/67
AUTHORS ; Xurganov; v, N., Corresponding Member, Academy of Sciences,
USSR, Vol'pin, M. fe., Akhrem, I, ¥,

TITLE: The Heaction of Tropylium sSalts With Viny) EKthers and Mezcury
B-Chloroacataldehyda (Reaktsiya soley tropiliva s vinilovymi
efirami 1 f-khlormerkuratsetal ‘degidom)

FERTIODICAL: Dok lady Akudemll nauk S84SR, 1998, Vol. 120, Nr 3, pp. 531-53%4

{Us5R)

ABSTRACT : A oharacteristic property of the stable aromatic cation of
cycloheptatrienylium (tropylium) is represented by its ca-
pability to react with nucleophilic reagents. (Ref 1).
was to be expected that the electrophilic property of the
tropylium cation is sufficient alsc for a reaction with more
weakly nucleophilic reagents; as vinyl ethers. This actual-
ly was the case; as the tropylium salts reast with simple
vinyl ethers in aqueous or alcohol golutions even in the
cold under a wveli-heating. This high reactivity is a result
or the influence of the electron-donor etner group. Compounds

Card 1/4 witih isolated or conjugated double bindings, however, without
Ak
T G IR T 3 SRR
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SOV &-120-3-26/67

The Reaction of Tropylium Salts With Vinyl sthers and lercu.y - hluro-
acetaldehyde

uctivating substances (nn, for example; methyleyclohexene,

cyvelcheptatrione and others), or with electron accepting

substituents (cinnamic acid, acrylic acid, acrylonitrile,

chloronllyl and others) do not react with tropylium salts

under identical conditions. In ull cases the uame product

resu)ta independent of the nature of the anion of the initisl

sult of tropylium (whether bromide or perchlorste) and inde-

pendent of the character of the alkyl in the vinylalkyl ethers:

cyclhhnb'9*~ionvl acetaldehyde. This reaction is analogous

to that of the addiition of mercury =alts to vinyl ethers

(Ref 2). Therefore it could be asunmed that the mechanism

of 1n1e1action of the tropylium sults with vinyl ethars incudes

an u*tno upon the double binding of the vinyl ether by the

ion C » At the same time, or subsequently, an action ot

one mo]écu1p of the solvent (water or nlcohol) takes plaae,

an acetal of a semi--acetal 1g probably the interpediate prod-

unt of the reaction. The renction velocity with the tropylium

salta ia markedly roduced at the transition from the simple

vinyl ether to the vinyl acetate., This apparently is connecied
Card 2/4 with a partial withdrazal ot c¢lectrons by the C=0 group.

BRI
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S0726-120-3-26/67 -7
The Reaction of Mropylium ualts With Vinyl Ethers and Mercury R-Chloro-
+ ecetgldehrde

Cycloheptatriene acetaldehyde was z2lso obteined by a coun‘er
synthesis; that is to say by a reactien of the tropylium
szlts (hromide or perchlorate) with mercury PB-chloroacet-
aldehyde. Because of an exchange of an Hg-ntom with & tropylium
radical an aldehyde was produced, which was identicsl with
that produced from vinyl ethers. This iz the first case to
be investigated e¢f an interaction of organomercury compounds
with tropylium salts. The reaction of the tropylium salts
with mercury f-chloroacetaldehyde proceeds according to the
type of C-alkylation, The haloid acyls O-acylate mercury
B-chloroucetaldehyde. There are 4 references, % of which are
Soviet,

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
$OGR

{Institute c“"Elemental-arganic Jompounds A% U:55R)

Card 3/4
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' S0V/20-120-3-26/67
The Reaction of Tropylium Salts With Vinyl Ethers and Mercury f-Zhlro-
acetaldehyde ’

SUBMITTE D January 14, 1958

1. Tropylium salts--Chemlcal reactions 2. Vinyl ethers--Chemical
reactions 3. Mercury compounds (organic)--Chemical reactions

Card 4/‘4
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SETKINA, V.N.; KURSANOV, D.N,

Hydrog"en"'éfsg:;ge reactions of alky’l chlorides and tertia
g 1 ry butyl
alcohol, when hydroxyl is replaced b chlorine,with hydrochlorg
aoid, Dokl, AN SSSR 120 no. 4:801-804 Je 158,

: (MIRA 11:8)

1. Chlen-korrespendent 4N $SSR {for Kursanov).
(Organic compounds)
(Bydrochloric acid)
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